The structures of two solid-state rearrangement products, A and B, of rosaramicin have been assigned on the basis of 13C NMR spectral data and a single-crystal X-ray analysis of the acetone solvate of product B.
.62 (t, /=6.0Hz, 20-H). Comparison with corresponding data for 1 indicated the formation of a CH3 singlet (CH3CH->CH3C) and a CHOHgroup (CHO->CHOH). Acetylation resulted in the production of a triacetate (m/z 707) in which in which protons 2 -H, 3-H and 20-H were shifted down field to S 4.80, 5.09 and 5.56, respectively. Structure 2 was assigned to product A.n 13C NMRspectral data for 2 and its 3,20,2'-triacetate derivative 2a are listed in Table 1 ft Similar products from 1 were also observed under reductive conditions (unpublished data). diffractometer (Cu-Ka radiation, incident-beam graphite monochromator; co-29 scans, 0max = 67°). From a total of 3,592 independent measurements, those 2,093 reflections with /> 3.0<r(/) were retained for the structure analysis and the usual Lorentz and polarization corrections were applied. Refined unit-cell parameters were derived by least-squares treatment of the diffractometer setting angles for 25 reflections (27°< # < 37°) widely separated in reciprocal space. Structure Analysis The crystal structure was solved by direct methods.1 Approximately non-hydrogen atom positions were obtained from an E-map. Hydrogenatoms were located in a difference Fourier synthesis evaluated following several rounds of full-matrix least-squares adjustment of non-hydrogen atom positional and anisotropic thermal parameters. Continuation of the least-squares refinement, with hydrogen atoms included at their calculated positions, decreased 7?tf to 0.08 at which point a difference Fourier synthesis revealed four peaks of ca. 0.8eA~3 centered on the crystallographic two-fold axis at x=0, y=0, and separated by ca. 1.3~1.6A, and these were flanked by several smaller peaks of ca. 0.3~0.4eA~3. These peaks were ascribed to disordered acetone of crystallization with its C = O or a C-C bond vector lying approximately along the two-fold axis. Atomic positional and thermal parameters for those acetone atoms which lay on the two-fold axis were included as variables in the subsequent least-squares iterations which converged at R=0.059 (i?w=0.084).tt Neutral atom scattering factors used in the structure-factor calculations were taken from ref 7. In the least-squares iterations, EwA2(w= 1/<t2(| Fo |), A =(| Fo | -| Fc |) was minimized. A view of the structure, with the atom numbering scheme, is provided in Fig. 1 . In crystals of the acetone solvate, the hydroxy group at C3is involved in an intramolecular O-Hà"à"à"Ohydrogen bond with O8' (^25' ' *O8'=2.871(4)A) which is further linked via an intermolecular O-H-å -N hydrogen bond (O8 à" vN9, =2.862(7)A) to a molecule related by the crystallographic two-fold axis thereby producing a cavity which accommodates the acetone molecule at normal van der Waals distances. The remaining hydroxy group at C13 is hydrogen bonded to a molecule of3 related by unit-translation along the odirection (O28---O27=2.926(7)A).
